. Photographs of crystals for compounds 3 (right) and 4 (left). Figure S2 . Transmittance infrared spectra (range 960-800 cm -1 ) of compounds 3 (blue) and 4 (red). Table S1 . Crystal data and structure refinement for compounds 3, 4, 5, 6 and 7. 
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Crystallography
a 3·2 CH3CN. b 2eq. of 4·1/2 H2O·1/2 MeCN. c 3 eq. of 6·1/3 MeCN·1/3 H2O. d R1 =  |Fo| -|Fc|| /  |Fo|. e R1 = {[(Fo 2 -Fc 2 ) 2 ] / [(Fo 2 ) 2 ]} 1/2 ,  = 1 / [ 2 (Fo 2 ) + (aP) 2 + bP], where P = [max(Fo 2 , 0) + 2Fc 2 ] / 3.
[{Mn(bpy)(NO3)}2(-3-MeOC6H4CO2)2(-O)]·2 MeCN (3·2 MeCN)
The crystal structure of compound 3 consists of a neutral complex and two molecules of acetonitrile. The most relevant distances and angles are listed in Table S3 .
A parallel-displaced π-π interaction may be found between bipyridine ligands of adjacent complexes, whose planes are at 3.2 Å, generating a helicoidally organized chain ( Figure S3 ). The crystal structure of compound 4 consists of a cationic complex, a molecule of nitrate and two 50% occupancy molecules of water and acetonitrile. The most relevant distances and angles are listed in Table S3 .
There are hydrogen bonds between the coordinated water molecule and the coordinated nitrate anion of the neighbour. Such interactions are extended along a longitudinal axis ( Figure  S4 ). Figure 1 shows the crystal structure of the cationic complex of compound 5. The most relevant distances and angles are listed in Table S3 .
As seen for compound 4, hydrogen bonds are found between the coordinated water molecule and the coordinated perchlorate anion of the neighbour, generating a chain ( Figure S5 ). 
[{Mn(bpy)(EtOH)}(-4-MeOC6H4CO2)2(-O){Mn(bpy)(ClO4)}]ClO4·1/3 MeCN·1/3 H2O (6·1/3 MeCN·1/3 H2O).
Figure 1 shows the crystal structure of the cationic complex of compound 6. The most relevant distances and angles are listed in Table S3 .
The complexes of compound 6 are situated around the 3-fold symmetry axis, leading to a three dimensional structure with channels that are filled with disordered solvent ( Figure S6 ). Figure S6 . View from the c-axis of the packing of compound 6. Hydrogen atoms have been omitted for clarity. Colour code: Mn III , brown; O, red; C, dark grey; N, blue; Cl, green.
[{Mn(bpy)(EtOH)}(-4-t BuC6H4CO2)2(-O){Mn(bpy)(ClO4)}]ClO4 (7).
The crystal structure of compound 7 consists of two different dinuclear complexes (shown in Figure 1 ) and two perchlorate anions. The most relevant distances and angles are listed in Table  S6 . The two complexes are conformational isomers, whose most remarkable difference is the relative orientation of the octahedra, being 79.9 and 67.5º for each complex.
Tables with interatomic distances and angles for compounds 3-7 79.9(1) O20-Mn3···Mn4-O21 67.5(1) O3-C1-C2-C3 0.3(6) O17-C45-C46-C47 5.7(6) O4-C8-C9-C10 0.3(6) O18-C52-C53-C54 8.8 (6) 3. Magnetic properties Figure S7 . M/N vs. HT -1 plots for compounds 3 and 4. The solid lines are the best fits of the experimental data.
